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decomposed at .-200° followed by volatilization
at temperatures> 250°.
The authors wish to thank the Director, ERDL,
Pune, for the IR data and Dr J. N. Nanda, Director
and Dean, lAT, for permission to publish this work.
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New penta- and hexa-coordinated derivatives of
or'ganottnffv) with p-bromobenzoylacetone have been
synthesized. These derivatives are of the .types
R3Sn(p-BrC.H.COCHCOCH3) (where R= CH3, C.Hs.
C3H" C.H., C,H.) and R.Sn(p- BrC.H.COCHCOCH3).
(where R=CH", C.Hs, C,H.) respectively. They are
monomeric in reftuxin~ benzene and are non-ionic in
nitrobenzene.
AS an extension of our earlier studies on the Sn(IV)
and organotin(IV) derivatives of fluoro substi-
tuted ~-diketonesl,2, synthesis and characterization
of mono- an.l bis (p-bromobenzoylacetonates) of
organotin(IV) (Table 1) are reported in this note.
p-Bromobenzoylacetone was prepared by the lite-
rature methods. Organotin oxides, hydroxides and
chlorides were procured from Iit to Kasei & Co.jj apan.
Preparation of (CH3)2Sn(p-BrC6H4CCCHCOCHa)2
- Dimethyltin oxide (0·005 mole) was added to
p-bromobenzoylacetone (0·01 mole) in 50 ml of dry
benzene. The mixture was refluxed for 12 hr and
water-benzene azeotrope fractionated at 67-80°.
Traces of solvent were removed under reduced pres-
sure (30%'5 mm). An orange solid (2'10g, m.p. 116°)
was obtained on recrystallization from chloroform.
Preparation of (CH3)asn(p-BrCeH,COCHCOCH3)-
To sodium methoxide (from 0·01 mole sodium and
15 ml methanol) was added a solution of p-bromo·
benzoylacetone (0·01 mole) in benzene ancl the con-
tents refiuxed for 2 hr. Finally trimethyltin chloride
(0·01 mole) was added and the mixture refluxed for
5 hr. Sodium chloride formed was filtered and
benzene-methanol azeotrope fractionated between
57 and 80°. The product was dried in vacuo (30%'5
mm). A colourless solid (2·50 g, m.p. above 300°)
was obtained after recrystallization from chloroform.
NOTES
TABLE 1 - PREPARATIONANDPROPERTIESOFCOMPOUNDSOF
THE TYPE R3Sn(p-BrC,H.CCCHCOCHs) AND
R.SI' (p- BrC.H&COCHCOCH3) l
R= Colour, state
and m.p.jb.p.
Found
(calc.)
Sn (%)
R3Sn(p-BrC.H&COCHCOCH3); METAL-LlGAlSDllATIO 1: 1
CH3 Pale solid * 29'28
(29'38)
26·52
(26'60)
24·20
(24'31)
22'31
(22'38)
20'01
(20'11 )
Brown solid=
Brown-red
semi-solid •
Orange semi-
solid=
Pale yellow
solid, 138°
R,Sn(p-BrC,H&COCHCOCH3lz; METAL-LIGANDRATIO 1: 2
CH3 Orange solid, 18'79
116° (18'86)
Creamy solid " 17'98
(18'06)
16'58
(16'64)
Creamy solid,
83°
·m.p.>300°.
.The c?mpounds .were alS? prep~red ~y refluxing
trialkyltin hydroxide or dialkyltin OXIde with p_
bromobenzoylacetone for 5-14 hr in dry benzene.
The water formed during the reaction was removed
by azeotropic distillation of benzene (67-80°).
The compounds are soluble in common organic
solvent~ and ar~ stabl~ towards hydrolysis. They
have hIgl~ ~elt.mg points and decompose during
vacuum distillation. The compounds are monomeric
as revealed by molecular weight determination in
nitrobenzene. The compounds behave as non-elec-
trolytes in nitrobenzene.
. In t~e IR spectrum of unchelated ligand, a strong
intensity band observed around 1600 crrr+, assigned
to vC=O, shifts to the region 1590-1550 cm-l in the
spectra of compounds indicating the formation of
tin-oxygen bond. This is further confirmed by the
appear~nce of tw~ new strong to medium intensity
bands in the region 700-600 crrr+ which may be
assigned to vasSn-O and vsSn-O. Two new bands
appearing below 600 crrr- have been assigned to
vasSn-C and vsSn-C. The presence of two Sn-C
bands indicate the absence of linear C-Sn-C moiety
in the organotin complexes. A cis octahedral or
trans distorted octahedral structure may be pro-
posed for the hexa-coordinated derivatives and
trigonal-bipyramidal structure for penta-coordinated
deri vat iyes.
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